The asymmetric unit of the title compound, 3 (C 13 3À ion. The C-N bond lengths of the CN 3 units in both cations range from 1.336 (3) to 1.364 (5) Å , indicating partial double-bond character pointing towards charge delocalization within the NCN planes. All five-membered rings adopt an envelope conformation with the C atoms as the flap. One of the pyrrolidine rings (cation I) is disordered over two alternative envelope conformations. Two sets of positions were found for two of the methylene groups with an occupancy ratio of 0.757 (10):0.243 (10). The second disordered pyrrolidine moiety (cation II) is disordered around a twofold rotation axis and exhibits two half-occupied symmetry equivalent counterparts. The two Bi III ions are coordinated by six iodide ions in a distorted octahedral manner, with the Bi-I bond lengths ranging from 2.9544 (2) 
The asymmetric unit of the title compound, 3 (C 13 3À ion. The C-N bond lengths of the CN 3 units in both cations range from 1.336 (3) to 1.364 (5) Å , indicating partial double-bond character pointing towards charge delocalization within the NCN planes. All five-membered rings adopt an envelope conformation with the C atoms as the flap. One of the pyrrolidine rings (cation I) is disordered over two alternative envelope conformations. Two sets of positions were found for two of the methylene groups with an occupancy ratio of 0.757 (10):0.243 (10). The second disordered pyrrolidine moiety (cation II) is disordered around a twofold rotation axis and exhibits two half-occupied symmetry equivalent counterparts. The two Bi III ions are coordinated by six iodide ions in a distorted octahedral manner, with the Bi-I bond lengths ranging from 2.9544 (2) to 3.2414 (2) Å . Two [BiI 6 ] 3À octahedra are fused together through face-sharing, forming a dinuclear [Bi 2 I 9 ] 3À unit. The bond lengths of bismuth to the terminal iodides [2.9544 (2)-2.9889 (2) Å ] are shorter than the bridging ones [3.1450 (2)-3.2414 (2) Å ].
Structure description
Peralkylated guanidinium ions with complex inorganic anions are considered as organicinorganic hybrid compounds. Their physical behaviour makes them interesting for application in scanning electron microscopy (SEM), where the contrast and the brightness of the obtained pictures depend on the heaviest atom present in the anions. By testing various guanidinium salts with different inorganic complex anions, we found out that guanidinium iodobismuthates(III) are very suitable candidates for this purpose (Knobloch et al., 2016) . One of them is the here presented title compound.
The asymmetric unit comprises two tris(pyrrolidin-1-yl)carbenium ions and one half of a [Bi 2 I 9 ]
3À ion (Fig. 1) . All five-membered rings adopt an envelope conformation with the data reports C atoms as the flap. One of the pyrrolidine rings (cation I) is disordered over two alternative envelope conformations (details of the disorder are described in Refinement). The second pyrrolidine moiety (cation II) is also disordered (Fig. 2 ). The C-N bond lengths of the CN 3 units in both cations range from 1.336 (3) to 1.364 (5) Å , indicating partial double-bond character. The N-C-N angles range from 119.4 (2) to 121.7 (9) , indicating nearly ideal trigonal-planar surroundings of the carbon atoms C1 and C14 by the nitrogen atoms. The positive charge is completely delocalized on the CN 3 planes. The two Bi III ions are coordinated by six iodide ions in a distorted octahedral manner, with the Bi-I bond lengths ranging from 2.9544 (2) to 3.2414 (2) Å . Two [BiI 6 ] 3À octahedra are fused together through face-sharing, forming a dinuclear [Bi 2 I 9 ] 3À unit (Fig. 3) . The bond lengths of bismuth to the terminal iodides [2.9544 (2)-2.9889 (2) Å ] are shorter than the bridging ones [3.1450 (2)-3.2414 (2) Å ]. The same anionic arrangement was observed in the crystal structure of (CH 3 NH 3 ) 3 [Bi 2 I 9 ], where the Bi-I bond lengths range from The tris(pyrrolidin-1-yl)carbenium ions in the crystal structure of the title compound. The methylene C atoms of the pyrrolidine ring (cation I) are disordered between the opaque and dark positions. The second disordered pyrrolidine moiety (cation II) exhibits two symmetry equivalent counterparts (dark and opaque positions). All H atoms have been omitted for clarity [symmetry code: (i) Àx, y, Computer programs: APEX2 (Bruker, 2008) , SAINT (Bruker, 2008) , SHELXS97 (Sheldrick, 2008) , SHELXL2014 (Sheldrick, 2015) , DIAMOND (Brandenburg & Putz, 2005) .
Figure 1
The structures of the molecular entities of the title compound, with displacement ellipsoids at the 50% probability level. All H atoms have been omitted for clarity. Only one moiety of the disordered pyrrolidine ring of cation II and the major orientation of the disordered pyrrolidine ring of cation I are shown [symmetry codes:
2.9529 (15) to 3.2286 (15) Å (Eckhardt et al., 2016) . Since no significant hydrogen bonding exists in the title compound, the crystal packing is dominated by electrostatic interactions between cations and anions.
Synthesis and crystallization
The title compound was obtained by mixing an aqueous solution of tris(pyrrolidin-1-yl)carbenium chloride with BiI 3 / KI dissolved in water at room temperature. The orange colored precipitate was removed by filtration and washed with water and ethanol. The product was crystallized from an acetonitrile solution. After evaporation of the solvent at ambient temperature, orange single crystals suitable for X-ray analysis emerged.
Refinement
Crystal data, data collection and structure refinement details are summarized in Table 1 . The reflections 1 1 1 and 0 2 0 were affected by the beam stop and were omitted in the last steps of the refinement. The atoms C4 and C5 of cation I are disordered over two sets of sites (C4A/C4B, C5A/C5B) with refined occupancies of 0.757 (10):0.243 (10). The disordered pyrrolidine moiety at the cation II (N5, C14 and C19-C22) exhibits two half-occupied symmetry-equivalent counterparts related to each other by a twofold rotation axis. The two moieties of both disordered units were restrained to have similar geometries. The atoms N4, N5, C14, and N4 i were restrained to be coplanar [symmetry operator: (i) Àx, y,
components of the ADPs of atoms of the second disordered pyrrolidine ring were restrained to be similar if closer than 1.7 Å , and carbon atom C14 was restrained to be close to isotropic.
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